Experimental Settings
The ESI experiments were conducted with two different ESI-mass spectrometers:
The first instrument was an ESI-quadrupole time-of-flight (QqToF) mass spectrometer (micrOTOF-Q II, Bruker, Bremen, Germany). The following settings were applied. Flow rate of the sample solution by syringe pump infusion 3.0 mL/min, nebuliser nitrogen pressure 400 hPa, capillary entrance voltage 3.5 kV, spray shield voltage 3 kV, nitrogen dry gas temperature 453 K, dry gas flow rate 4.0 L/min.
The second instrument was an ESI-quadrupole ion trap instrument (esquire6000, Bruker, Bremen, Germany). The following settings were applied: Flow rate of the sample solution by syringe pump infusion 4.0 µL/min, nebuliser nitrogen pressure 689 hPa, capillary entrance voltage 4 kV, spray shield voltage 3.5 kV, nitrogen dry gas temperature 573 K, dry gas flow rate 5.0 L/min, the helium buffer/collision gas pressure was set to 4.0 × 10 −6 hPa.
Mass Spectra
Figure S1: CID mass spectra of NTGPy with the collision energy Elab ranging from 50 -80 eV, depicting the dissociation of hydrogens after dissociation of three •CH3-radicals. Figure S4 . First methyl loss products from [NTGPy2+H] + and [NTGPy3+H] + . 
First Methyl Loss From [NTGPy2+H] + and [NTGPy3+H] +

Conversion of Elab Into Ecom (QqToF)
The four N-heterotriangulenes (NTG and NTGPyn, with n = 1-3) were isolated and fragmented in collisions with N2 at different laboratory collision energies (Elab) that ranged from 0 to 80 eV. The laboratory collision energy is converted to the total energy available for dissociation, called center-of-mass collision energy (ECoM), by the following relationship ECoM=(mn*Elab)/(mi+mn)
where mn represents the molecular mass of the neutral collision gas N2 and mi the molecular mass of the investigated ion.
Extraction of the ECoM(50%) Values (QqToF)
The results of the energy-dependent dissociation experiments were fitted by the sigmoidal Boltzmann equation:
The x0 value, the inflexion point, is equal to the ECoM(50%) value. The error of ECoM(50%) can be estimated by fitting the maximal and minimal error-curve as shown in Figure S4 . Figure S5 : Error estimation of the sigmoidal Boltzmann fit of the dissociation of the precursor [NTGPy2+H] + using the QqToF mass spectrometer (x-axis: ECoM and y-axis: ratio of precursor ion intensity to sum of intensities of all signals).
Extraction of the ECoM(50%) Values for the Mixture of [NTGPy] +• and [NTGPy+H] + (QqToF)
In this case, a Boltzmann fit is not possible. Instead, the graph was fitted by a multipeak-fit. The ECoM(50%) values were calculated by linear extrapolation of the respective slope. The ratio of the radical cation and protonated species was 1:1. Therefore, as shown in Figure S6 above, the ECoM(50%) value of the radical cation, characterizing 50% of the dissociation of the radical cation was obtained at 75% of the total dissociation of the bimodal curve. The ECoM(50%) value of the protonated species was accordingly obtained at 25% of the total dissociation.
Extraction of the Eonset Values From the Mixture of [NTGPy] +• and [NTGPy+H] + (Ion Trap)
The EOnset values were calculated by linear extrapolation of the respective slope. The error can be estimated by linear extrapolation of the slopes with the maximal and minimal x-axis intersection within the error bars. 
